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1
PRODUCTION OF POLYCRYSTALLINE
SILICON BY THE THERMAL
DECOMPOSITION OF DICHLOROSILANE IN
A FLUIDIZED BED REACTOR

BACKGROUND

The field of the present disclosure relates to processes for
producing polycrystalline silicon by thermally decomposing
dichlorosilane and, particularly, processes that involve ther-
mal decomposition of dichlorosilane in a fluidized bed reac-
tor operated at reaction conditions that result in a high rate of
productivity relative to conventional production processes.

Polycrystalline silicon is a vital raw material used to pro-
duce many commercial products including, for example, inte-
grated circuits and photovoltaic (i.e., solar) cells. Polycrys-
talline silicon is often produced by a chemical vapor
deposition mechanism in which silicon is deposited from a
thermally decomposable silicon compound onto silicon par-
ticles in a fluidized bed reactor. The seed particles continu-
ously grow in size until they exit the reactor as polycrystalline
silicon product (i.e., “granular” polycrystalline silicon). Suit-
able thermally decomposable silicon compounds include, for
example, silane and halosilanes such as trichlorosilane.

In many fluidized bed reactor systems and especially in
systems where material from the fluid phase chemically
decomposes to form solid material such as in polycrystalline
silicon production systems, solid material may deposit onto
the walls of the reactor. The wall deposits often alter the
reactor geometry which can decrease reactor performance.
Further, portions of the wall deposits can dislodge from the
reactor wall and fall to the reactor bottom. Often the reactor
system must be shut down to remove the dislodged deposits.
To prevent an untimely reactor shut down, the deposits must
be periodically etched from the reactor wall and the reactor
must be cleaned thereby reducing the productivity of the
reactor. The etching operations may cause stress to the reactor
system due to thermal shock or differences in thermal expan-
sion or contraction which may result in cracking of the reactor
walls which requires the unit to be rebuilt. These problems are
particularly acute in fluidized bed reactor systems used in the
production of polycrystalline silicon. Previous efforts to
reduce deposition of solids on the walls of the reactor have
resulted in a loss of reactor productivity (i.e., less conversion
to polycrystalline silicon) and involve relatively larger reac-
tion zones to achieve the same productivity as conventional
methods.

Thus a continuing need exists for methods for producing
polycrystalline silicon which limit or reduce the amount of
deposits on the reactor but which result in improved produc-
tivity relative to conventional methods. A need also exists for
processes which result in higher yields of polycrystalline
silicon.

SUMMARY

In one aspect of the present disclosure, polycrystalline
silicon is produced by the thermal decomposition of dichlo-
rosilane in a fluidized bed reactor having a core region and a
peripheral region. A first feed gas containing dichlorosilane is
introduced into the core region of the fluidized bed reactor at
a temperature less than about 600° C. A second feed gas is
introduced into the peripheral region of the fluidized bed
reactor. The fluidized bed reactor contains silicon particles
and dichlorosilane thermally decomposes in the fluidized bed
reactor to deposit an amount of silicon on the silicon particles.
The concentration of dichlorosilane in the first feed gas
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2

exceeds the concentration in the second feed gas and the
pressure in the fluidized bed reactor is at least about 3 bar.

Another aspect of the present disclosure is directed to a
process for producing polycrystalline silicon by the thermal
decomposition of dichlorosilane in a fluidized bed reactor.
The fluidized bed reactor has a reaction chamber wall and a
cross-section through which a first feed gas and a second feed
gas pass. The first feed gas contains dichlorosilane and the
second feed gas contains at least one compound selected from
the group consisting of silicon tetrachloride, hydrogen, argon
and helium. The concentration of dichlorosilane in the first
feed gas exceeds the concentration in the second feed gas. The
fluidized bed reactor produces at least about 100 kg/hr of
polycrystalline silicon per square meter of fluidized bed reac-
tor cross-section. The second feed gas is directed to the reac-
tion chamber wall and the first feed gas is directed inward of
the second feed gas. The temperature of the first feed gas
introduced into the reactor is less than about 600° C. and the
pressure in the fluidized bed reactor is at least about 3 bar.
Dichlorosilane contacts silicon particles to cause silicon to
deposit onto the silicon particles and increase in size.

Various refinements exist of the features noted in relation to
the above-mentioned aspects of the present disclosure. Fur-
ther features may also be incorporated in the above-men-
tioned aspects of the present disclosure as well. These refine-
ments and additional features may exist individually or in any
combination. For instance, various features discussed below
inrelationto any of the illustrated embodiments of the present
disclosure may be incorporated into any of the above-de-
scribed aspects of the present disclosure, alone or in any
combination.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is schematic of a fluidized bed reactor suitable for
use in accordance with methods of the present disclosure with
flows into and out of the reactor being shown;

FIG. 2 is a radial cross-section view of a reaction chamber
of'afluidized bed reactor according to a first embodiment with
a core region and peripheral region being shown; and

FIG. 3 is an axial cross-section view of a reaction chamber
of a fluidized bed reactor according to a second embodiment
with a reaction liner and reactor shell being shown.

Corresponding reference characters indicate correspond-
ing parts throughout the drawings.

DETAILED DESCRIPTION

In accordance with embodiments of the present disclosure,
it has been found that polycrystalline silicon yields in the
thermal decomposition operations in a fluidized bed reactor
may be improved relative to conventional processes by use of
dichlorosilane as a thermally decomposable feed stock. Fur-
ther it has been found that productivity of a fluidized bed
reactor in which dichlorosilane is thermally decomposed to
form polycrystalline silicon may be maintained or even
enhanced in production processes that are adapted to reduce
the deposition of silicon deposits on reactor walls and/or that
reduce etching of silicon deposits.

In various embodiments of the present disclosure, forma-
tion of silicon deposits on the walls of the reactor may be
reduced by introducing a first feed gas comprising dichlorosi-
lane into the core portion of the reactor and introducing a
second feed gas with a composition of dichlorosilane less
than the first feed gas into a peripheral region of the fluidized
bed reactor. Referring now to FIG. 1, an exemplary fluidized
bed reactor 1 for carrying out the processes of the present
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disclosure is generally designated as 1. The reactor 1 includes
a reaction chamber 10 and a gas distribution unit 2. The first
feed gas 5 and a second feed gas 7 are introduced into the
distribution unit 2 to distribute the respective gases into the
inlet of the reaction chamber 10. In this regard, it should be
understood that as used herein, “first feed gas™ is a gas with a
different composition than the “second feed gas” and vice
versa. The first feed gas and second feed gas can compose a
plurality of gaseous compounds as long as the mass compo-
sition or molar composition of at least one of the compounds
in the first feed gas is different than the composition of that
compound in the second feed gas. A product withdrawal tube
12 extends through the gas distribution unit 2. Product par-
ticles can be withdrawn from the tube 12 and transported to
product storage 15. The reaction chamber 10 may include a
lower region 13 and a freeboard region 11 which has a larger
radius than the lower region 13. Gas travels upward in the
reaction chamber 10 and enters the freeboard region 11. In the
freeboard region 11, the gas velocity decreases causing
entrained particles to fall back into the lower region 13. Spent
gas 16 exits the reactor chamber 10 and can be introduced into
further processing units 18. In this regard, it should be under-
stood that the reactor 1 shown in FIG. 1 is exemplary and
other reactor designs may be used without departing from the
scope of the present disclosure (e.g., reactors that do not
include a freeboard region).

Referring now to FIG. 2 in which a cross-section of the
fluidized bed reactor 1 is shown, the fluidized bed reactor 1
has a core region 21 that extends from the center C of the
reactor to a peripheral region 23. The peripheral region 23
extends from the core region 21 to an annular wall 25. The
fluidized bed reactor 1 has a radius R that extends from the
center C of the reactor 1 to the annular wall 25. In various
embodiments of the present disclosure, the core region
extends from the center C to less than about 0.6R and, in other
embodiments, to less than about 0.5R or even less than about
0.4R. In this regard, it should be understood that fluidized bed
reactor designs other than as shown in FIG. 2 may be used
without departing from the scope of the present disclosure.
Regardless of the cross-sectional shape of the fluidized bed
reactor, the ratio of the surface area of a cross-section of the
core region to the surface area ofa cross-section of the periph-
eral region may be less than about 4:3 and, in other embodi-
ments, is less than about 1:1, less than about 1:3, less than
about 1:4 or even less than about 1:5 (e.g., from about 4:3 to
about 1:10 or from about 1:1 to about 1:10).

As described above, the concentration of dichlorosilane
introduced into the core region 21 of'the fluidized bed reactor
1 exceeds the concentration introduced into the peripheral
region 23. By directing the thermally decomposable com-
pounds (e.g., dichlorosilane) to the interior portion of the
reactor and away from the reactor wall, deposition of material
(e.g., such as silicon) on the reactor wall may be reduced.
Generally, any method available to those of skill in the art may
be used to direct a first feed gas into a core region of a
fluidized bed reactor and a second feed gas into the peripheral
region of the reactor may be used. For instance, a distribution
unit that directs feed gases to different portions of the reactor
may be used as disclosed in U.S. Patent Publication No.
2009/0324479 and U.S. Patent Publication No. 2011/
0158888, which claims the benefit of U.S. Provisional Appli-
cation No. 61/290,692, filed Dec. 29, 2009, both of which are
incorporated herein by reference for all relevant and consis-
tent purposes. In this regard, it should be understood that
other methods and apparatus may be used to produce the
desired distribution of gases without departing from the scope
of the present disclosure.
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In accordance with embodiments of the present disclosure,
the concentration of dichlorosilane (by volume) in the first
feed gas is at least about 25% greater than the concentration of
dichlorosilane in the second feed gas (e.g., the first feed gas
may include about 45% by volume or more of dichlorosilane
and the second feed gas includes about 20% by volume or less
of'dichlorosilane). In various other embodiments, the concen-
tration (by volume) of dichlorosilane in the first feed gas is at
least about 35% greater than the concentration of dichlorosi-
lane inthe second feed gas or at least about 50%, at least about
75%, at least about 100%, at least about 150%, or at least
about 200% greater than the concentration (by volume) of
dichlorosilane in the second feed gas (e.g., from about 25% to
about 200%, from about 25% to about 100% or from about
50% to about 200% greater than the concentration (by vol-
ume) of dichlorosilane in the second feed gas). In these and in
other embodiments, of the total amount of dichlorosilane
introduced into the fluidized bed reactor, at least about 60% of
the dichlorosilane is introduced into the core region of the
fluidized bed reactor (with the remaining 40% being intro-
duced into the peripheral region). In other embodiments, at
least about 75%, at least about 85% or at least about 95% of
the dichlorosilane introduced into the fluidized bed reactor is
introduced through the core region.

The concentration of dichlorosilane in the first feed gas
may be at least about 25% by volume. In various other
embodiments, the concentration may be at least about 35%, at
least about 50%, at least about 65%, at least about 80%, at
least about 90% or at least about 95% by volume dichlorosi-
lane. The remainder of the first feed gas may be carrier gases
such as compounds selected from the group consisting of
silicon tetrachloride, hydrogen, argon and helium. In certain
embodiments, the first feed gas may consist essentially of
dichlorosilane (e.g., includes only minor impurities) or even
consist of dichlorosilane.

Generally, the concentration of dichlorosilane in the sec-
ond feed gas is less than about 50% by volume and, in other
embodiments, is less than about 35%, less than about 25%,
less than about 20%, less than about 15%, less than about
10%, less than about 5%, less than about 1% or from about
0.1% to about 50%, from about 0.1% to about 25%, or from
about 0.1% to about 15% by volume. In this regard, it should
be understood that the second feed gas may consist essen-
tially of gases other than dichlorosilane. For instance, the
second feed gas may consist essentially of one or more com-
pounds selected from silicon tetrachloride, hydrogen, argon
and helium (e.g., contains only these compounds and
excludes other minor amounts of other gaseous impurities).
Furthermore in this regard, the second feed gas may consist of
one or more compounds selected from silicon tetrachloride,
hydrogen, argon and helium.

The temperature of the first feed gas and/or second feed gas
introduced into the fluidized bed reactor may be relatively low
compared to conventional methods to reduce deposition of
material on the reactor walls and to prevent the reaction from
approaching equilibrium as further described below. For
instance, the temperature of the first feed gas and/or the
second feed gas (and the temperature of a theoretical gas that
includes the combined first feed gas and second feed gas) may
be less than about 600° C. and, in other embodiments, may be
less than about 400° C. or less than about 250° C. (e.g., from
about 50° C. to about 600° C., from about 100° C. to about
400° C. or from about 200° C. to about 400° C.). In some
embodiments, the temperature of the first feed gas introduced
into the core of the fluidized bed reactor is less than about
350° C. or even less than about 250° C. (e.g., from about 200°
C. to about 350° C.) and the temperature of the second feed
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gas introduced into the peripheral region of the fluidized bed
reactor is less than about 600° C. (e.g., from about 400° C. to
about 600° C.). The first feed gas and/or second feed gas may
be heated prior to introduction into the reactor and, in

6

dence time of about 1 to 12 seconds further assists in estab-
lishing an equilibrium conversion below about 90%. Main-
taining the fluidized bed reactor below about 90%
equilibrium conversion is advantageous as it has been found

embodiments wherein the first and/or second feed gases 5 that reactor conditions that approach equilibrium result in
include gases recycled from other process streams, the first etching of silicon in the reactor. This etched material may be
and/or second feed gas may be cooled. Any method known to redeposited on the growing silicon particles causing contami-
those of skill in the art for heating or cooling may be used nation (e.g., chlorine contamination). By maintaining the first
including the use of indirect heating by steam and/or com- or second feed gas (or both gases) below about 600° C. and
bustion gases and indirect cooling by cooling liquids (e.g., 1° heating the gases as they rise through the reactor, the equilib-
water or molten salts). rium conversion of the deposition reaction may be less than

In some embodiments, it may be desirable to heat the about 90% and, in other embodiments, less than about 80%,
second feed gas priorto introduction into the reactor to reduce less than about 65%, less than about 50% or less than about
the amount of extraneous heat that is applied to the reactor, 30% (e.g., from about 20% to about 90% or from about 50%
particularly in embodiments wherein the second feed gas 13 to about 90%).
contains relatively low amounts of thermally decomposable The degree to which equilibrium is achieved may be deter-
compounds (e.g., dichlorosilane) or essentially no thermally mined by calculating and/or modeling the amount of silicon
decomposable compounds. For instance, the second feed gas produced in an equilibrium condition and comparing this
may be heated to at least about 350° C. or at least about 450° amount to the actual amount of silicon produced in the reac-
C., at least about 550° C., at least about 650° C., at least about 2° tor. Equilibrium for several different reactor conditions (e.g.,
750° C. or even at least about 850° C. (e.g., from about 350° ratio of dichlorosilane to hydrogen fed to the reactor, reactor
C. to about 1000° C. or from about 450° C. to about 900° C.). temperature, reactor pressure, amount of carrier gas added to
In accordance with these embodiments, by reducing the the reactor and the like) are shown in Table 1 below. In this
amount of extraneous heat applied through the reactor wall, regard, it should be understood that normalized flow rates per
the deposition of silicon on the wall may be further reduced. 23 unit of time are shown in Table 1 and that the precise flow

Upon entering the reaction chamber 10, dichlorosilane rates depend on the particular dimensions of the reactor (e.g.,
thermally decomposes to produce polycrystalline silicon. A reactor cross-section).

TABLE 1

Equilibrium Compositions for the Thermal Decomposition of Dichlorosilane

Reactor Feed Rates (kmol/unit time)

SiH,CL, 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00

> 1.00 1.00 1.00 1.00 1.00 1.00 1.00 1.00 5.00 5.00 5.00 5.00
SiH,Cl, Mole 50% 50% 50% 50% 50% 50% 50% 50% 17% 17% 17% 17%
Fraction

Reactor Operating Conditions
Temperature (° C.) 800 900 1000 1050 800 900 1000 1050 800 900 1000 1050
Pressure (bar) 8 8 8 8 4 4 4 4 8 8 8 8
Rates at Equilibrium (kmol/unit time)

H, 1.845 1.836 1.822 1.815 1.861 1.850 1.833 1.823 57786 5765 5.734 5717
Si 0.435 0.441 0.447 0.449 0.446  0.453 0.458 0.459 0.422 0436 0.454 0.463
SiCl, 0.301 0.296 0.282 0.272 0322 0.314 0.294 0.280 0.248  0.239 0.219 0.205
SIHCl, 0.235 0.225 0.210 0.201 0.035 0.068 0.118 0.147 0.283 0.266 0.241 0.227
HCl 0.029  0.056 0.098 0.122 0.209  0.198 0.182 0.173 0.063 0.119 0.207 0.257
SiCl, 0.001 0.004 0.013 0.022 0.001 0.006 0.020 0.032 0.001 0.006 0.019 0.031
SiCly 0.004  0.011 0.024 0.033 0.005 0.013 0.030 0.040 0.005 0.012 0.025 0.034
SIH,CL, 0.022  0.023 0.023 0.022 0.016  0.017 0.016 0.016 0.039  0.040 0.039 0.038
Conversion 98% 98% 98% 98% 98% 98% 98% 98% 96% 96% 96% 96%
Selectivity 44% 44% 45% 45% 45% 45% 46% 46% 42% 44% 45% 46%

number of gaseous by-products may be produced in the reac-
tor during thermal decomposition including, for example,
hydrochloric acid, silicon tetrachloride, silane and/or hydro-
gen. In this regard, it should be understood that reference
herein to the “thermal decomposition” of dichlorosilane
includes the chemical vapor deposition of dichlorosilane
achieved through one or more intermediates (e.g., silane) or
by direct decomposition from dichlorosilane.

As the feed gases enter the reaction chamber, they are
generally heated to promote the thermal decomposition of
dichlorosilane. By introducing the first feed gas or second
feed gas below about 600° C. and then heating the feed gases
as they travel upward in the fluidized bed reactor, the thermal
decomposition reaction of dichlorosilane can be maintained
below about 90% of equilibrium conversion. In this regard,
maintaining a fluidized bed height that achieves a gas resi-

55

60

65

Once the equilibrium conditions are determined, the
amount of silicon produced in the reactor may be determined
and compared to the equilibrium amount. The degree of equi-
librium may be controlled by using relatively low tempera-
ture feed gases as described above and/or by controlling the
gas residence time in the reaction chamber of the fluidized
bed reactor. As used herein, the gas residence time refers to
the average time the following gases are within the reactor:
the carrier gas (e.g., silicon tetrachloride, hydrogen, argon
and/or helium), the hydrogen and chlorine atoms of dichlo-
rosilane which react to form hydrogen chloride and/or hydro-
gen upon deposition of silicon, and unreacted dichlorosilane.
In some embodiments of the present disclosure, the average
residence time of these gases may be less than about 12
seconds and, in other embodiments, less than about 9 seconds
or less than about 4 seconds (e.g., from about 1 second to
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about 12 seconds). Residence time may be controlled by
varying one or more of, for example, the reaction chamber
height, the gas flow rate and the size of the particulate silicon
within the bed.

It has been found that to maintain acceptable productivity
when using the methods described above for reducing the
deposition of material on the reactor walls or to even enhance
productivity relative to conventional methods for production,
one or more of the following methods may be used: (1) the
pressure of the fluidized bed reactor may be controlled to be
within a specified range as described below, (2) the first and
second fluidized gases may be heated rapidly to promote
deposition of polycrystalline silicon while maintaining the
reactor below about 90% equilibrium conversion, (3) the
overall concentration of dichlorosilane in gases introduced
into the reactor may be at least about 10% by volume, and/or
(4) the diameter of the withdrawn polycrystalline particulate
may be controlled to be within a specified range as described
below. Further it has been found that use of dichlorosilane
may improve productivity relative to other reactor systems
(e.g., trichlorosilane) due to increased yields in dichlorosi-
lane fluidized bed reactor systems.

In certain embodiments of the present disclosure, the abso-
lute pressure in the fluidized bed reactor may be at least about
3 bar. Ithas been found that by maintaining the pressure of the
fluidized bed reactor above about 3 bar, sufficient reactor
productivity may be achieved. In these and in other embodi-
ments, the reactor pressure may be controlled to be less than
about 8 bar as pressure above about 8 bar may involve rela-
tively high application of extraneous heat (e.g., higher tem-
peratures) through the reactor walls and may result in an
unacceptable amount of silicon deposition on the reactor
walls. In certain embodiments, the pressure of the reactor is
controlled to be at least about 4 bar, at least about 5 bar, at least
about 6 bar, at least about 7 bar, from about 3 bar to about 8 bar
or from about 4 bar to about 8 bar.

In this regard, it should be understood that the pressure of
the reactor typically decreases as gas passes upward through
the reactor. To account for this variation, the pressure of the
reactor may be measured near the gas discharge to ensure that
the minimum pressures (e.g., about 3 bar) are achieved. In
certain embodiments of the present disclosure, the pressure of
the spent gas discharged from the reactor is measured to
ensure that the fluidized bed is operated within the recited
pressure ranges. For instance, the pressure of the spent gas
may be at least about 3 bar, at least about 5 bar, at least about
6 bar, at least about 7 bar or from about 3 bar to about 8 bar.

As described above, the temperature of the first feed gas
and/or second feed gas introduced into the fluidized bed reac-
tor may be less than about 600° C. It has been found that by
rapidly heating the incoming gases (but yet maintaining the
equilibrium conversion of the deposition reaction below
about 90% as described above) the productivity of the fluid-
ized bed reactor may be increased. Referring now to FIG. 3 in
which the reaction chamber 10 of the fluidized bed reactor is
shown according to one or more embodiments of the present
disclosure, to achieve such relatively rapid heating and to
avoid use of high temperature gradients which may degrade
the reactor materials, the heating apparatus 34 of the fluidized
bed reactor may be maintained within an annular inner cham-
ber 39 formed between a reaction liner 32 and an outer shell
35 of the reactor. By positioning the heating apparatus 34
inward of the outer shell 35, the heating apparatus may be
operated at lower temperatures as heat is not directed through
both the outer shell 35 and the liner 32 to reach the contents of
the reaction chamber. In various embodiments, a gas 38 (e.g.,
argon, hydrogen, nitrogen and/or helium) may be included
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within the inner chamber 39 and is preferably continuously
introduced into and withdrawn from the inner chamber. This
gas 38 acts to protect the heating apparatus 34 from corrosion
caused by exposure to process gases that leak through the
reaction liner 32 into the inner chamber 39. The gas 38 may be
maintained at a pressure above the pressure of the process
gases 5, 7 (e.g., a pressure within the range of about 0.005 bar
to about 0.2 bar) such that if the liner 32 develops an opening
(e.g., crack or pin-holes), the insulating gas 38 passes through
the liner 32 rather than process gas entering the inner chamber
39. The gas 38 may also be maintained at a temperature below
the process gasses 5, 7 to prevent corrosion. Further, gas 38
may be monitored as it is withdrawn from the inner chamber
39 to detect the presence of process gas (e.g., dichlorosilane,
hydrogen chloride or hydrogen) which would indicate that
that the liner 32 had developed an opening (e.g., crack or
pin-holes) and that repairs may be needed. The inner chamber
39 (or a portion thereof) may include insulating material to
prevent heat from being lost through the shell 35. The insu-
lating material used may be any material suitable for insulat-
ing at high temperatures (both carbon and inorganic materi-
als) as appreciated by those of skill in the art and may take a
variety of forms including insulating blocks, blankets or felts.

Exemplary fluidized bed reactors for use in accordance
with the present disclosure include those disclosed in U.S.
Patent Publication No. 2008/0299291, U.S. Patent Publica-
tion No. 2008/0241046 and U.S. Patent Publication No.
2009/0095710, each of which is incorporated herein by ref-
erence for all relevant and consistent purposes. In this regard,
it should be understood that reactor designs other than as
shown in FIG. 3 and other than as described in the recited
publications may be used without departing from the scope of
the present disclosure.

The heating apparatus 34 may be an electrical resistance
heater or one or more induction coils; however, other types of
heating apparatus may be used without limitation (e.g., the
heating apparatus 34 may be heated gas such as a combustion
gas). The liner 32 may be made of any material suitable for
fluidized bed reactor operations and for production of granu-
lar polycrystalline silicon and, particularly, material that is
sufficiently resistant to etching and degradation which may
result in contamination of polycrystalline silicon product.
Suitable materials include, for example, quartz, graphite
coated with silicon or coated with silicon carbide, and silicon
carbide coated with silicon. The outer shell 35 may be made
of'any number of metallic materials (e.g., metal alloys includ-
ing carbon steel or stainless steel).

Upon entry into the fluidized bed reactor, the first feed gas
and the second feed gas are heated and continue to heat as they
rise in the reaction chamber. The reaction gases may be heated
to at least about 700° C. prior to being discharged from the
fluidized bed reactor (or prior to being quenched as described
below) and, in other embodiments, to at least about 900° C.,
to at least about 1000° C. or to at least about 1100° C. (e.g.,
from about 700° C. to about 1200° C., from about 700° C. to
about 1100° C. or from about 900° C. to about 1100° C.).

To increase productivity of the fluidized bed reactor, the
concentration of dichlorosilane introduced into the reactor
may be controlled to be relatively high compared to conven-
tional methods. Generally, the overall concentration of
dichlorosilane introduced into the fluidized bed reactor (i.e.,
the amount in the first feed gas and the second feed gas
combined) should be sufficiently high to not sacrifice sub-
stantial reactor productivity but sufficiently low to not cause
substantial formation of silicon dust. In various embodi-
ments, the overall concentration may be at least about 10% by
volume or at least about 20%, at least about 30%, at least
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about 40% or at least about 50% by volume (e.g., from about
10% to about 80%, from about 10% to about 50% or from
about 30% to about 60%).

As shown in FIG. 1, particulate polycrystalline silicon is
withdrawn from the product withdrawal tube 12. Particulate
polycrystalline silicon may be withdrawn from the reactor
intermittently as in batch operations; however, it is preferred
that the particulate product be withdrawn continuously.
Regardless of whether batch or continuous withdrawal of
silicon product is used, it has been found that the size of the
product particles when withdrawn from the reactor influences
the reactor productivity. For instance, it has been found that
generally increasing the size of the withdrawn silicon particu-
late results in increased reactor productivity; however if the
product particles are allowed to grow too large, contact
between the gas and solid phases in the reactor may be
reduced thereby reducing productivity. Accordingly, in vari-
ous embodiments of the present disclosure, the mean diam-
eter of the particulate polycrystalline silicon that is with-
drawn from the reactor is from about 600 um to about 1200
um, from about 800 um to about 1200 um or from about 900
um to about 1100 um. In this regard, it should be understood
that references herein to the “mean diameter” of various
particles refers to the Sauter mean diameter unless stated
otherwise. The Sauter mean diameter may be determined
according to methods generally known by those of skill in the
art.

Use of one or more of the methods described above may
allow for relatively high reactor productivity to be maintained
even in embodiments wherein one or more of the methods for
reducing the deposition of material on the reactor walls as
also described above are employed. As appreciated by those
of'skill in the art, the reactor productivity may be expressed as
a rate of polycrystalline silicon production per reactor cross-
section area. In accordance with the present disclosure, when
one or more of the above-referenced methods for increasing
the reactor productivity are used, at least about 100 kg/hr of
silicon deposits on the silicon particles within the reactor per
square meter of fluidized bed reactor cross-section. In other
embodiments, at least about 125 kg/hr of silicon deposits on
the silicon particles within the reactor per square meter of
fluidized bed reactor cross-section or at least about 175 kg/hr,
atleast about 250 kg/hr, at least about 325 kg/hr or from about
100 kg/hr to about 350 kg/hr, from about 125 kg/hr to about
300 kg/hr or from about 175 kg/hr to about 300 kg/hr of
silicon deposits on the silicon particles per square meter of
fluidized bed reactor cross-section. In this regard, it should be
understood that in embodiments wherein the cross-section of
the fluidized bed reactor varies along the length of the reactor,
the recited cross-sectional area refers to a cross-section that is
averaged over the length of the reactor (e.g., the length of the
reactor in which at least about 90% of the deposition occurs).
It should be further understood that the reactor may have
localized regions in which the productivity is higher or lower
than the recited values without departing from the scope of
the present disclosure.

Silicon seed particles are added to the reactor to provide a
surface to which polycrystalline silicon may deposit. The
seed particles continuously grow in size until they exit the
reactor as particulate polycrystalline silicon product. The
seed particles may be added to the reactor batchwise or con-
tinuously. The average diameter (i.e., Sauter mean diameter)
of'the crystal seed particles may be from about 50 pum to about
800 pm and, in some embodiments, is from about 200 um to
about 500 um. The source of silicon seed particles include
product particles collected from the reactor that are ground to
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the desired size and/or small polycrystalline particles gath-
ered with and separated from the granular polycrystalline
product.

During operation of the fluidized bed reactor system, the
fluidizing gas velocity through the reaction zone of the fluid-
ized bed reactor is maintained above the minimum fluidiza-
tion velocity of the polycrystalline particles. The gas velocity
through the fluidized bed reactor is generally maintained at a
velocity of from about 1 to about 8 times the minimum flu-
idization velocity necessary to fluidize the particles within the
fluidized bed. In some embodiments, the gas velocity is from
about 2 to about 5 times the minimum fluidization velocity
necessary to fluidize the particles within the fluidized bed.
The minimum fluidization velocity varies depending on the
properties of the gas and particles involved. The minimum
fluidization velocity may be determined by conventional
means (see p. 17-4 of Perry’s Chemical Engineers’ Hand-
book, 7th. Ed., incorporated herein by reference for all rel-
evant and consistent purposes). Although the present disclo-
sure is not limited to specific minimum fluidization velocities,
minimum fluidization velocities useful in the present disclo-
sure range from about 0.7 cm/sec to about 250 cr/sec or even
from about 6 cim/sec to about 100 cm/sec.

Gas velocities higher than the minimum fluidization flow
rate are often desired to achieve higher productivities. As the
gas velocity increases beyond the minimum fluidization
velocity, the excess gas forms bubbles, increasing the bed
voidage. The bed can be viewed to be composed of bubbles
and “emulsion” containing gas in contact with silicon par-
ticles. The quality of the emulsion is quite similar to the
quality of the bed at the minimum fluidization condition. The
local voidage in the emulsion is close to the minimum fluidi-
zation bed voidage. Hence, bubbles are generated by the gas
introduced in excess of what is required to achieve the mini-
mum fluidization. As the ratio of actual gas velocity to the
minimum fluidization velocity increases, the bubble forma-
tion intensifies. At a very high ratio, large slugs of gas are
formed in the bed. As the bed voidage increases with the total
gas flow rate, the contact between solids and gases becomes
less effective. For a given volume of the bed, the surface area
of solids in contact with reacting gases decreases with
increasing bed voidage resulting in reduced conversion to the
polycrystalline silicon product. Accordingly, the gas velocity
should be controlled to maintain decomposition within
acceptable levels.

In some embodiments of the present disclosure and as
shown in FIG. 1, the reaction chamber 10 of the fluidized bed
reactor 1 includes a “freeboard” region 11 in which the diam-
eter of the reaction chamber is increased to reduce the veloc-
ity of the fluidization gas and allow particulate material to
separate from the gas. In this regard, it should be understood
that in embodiments in which the reactor does include a
freeboard region, this region is considered to be part of the
reaction chamber unless stated otherwise (e.g., for determi-
nation of the mean radius of the reactor, residence time and
the like). A quench gas may be introduced into the freeboard
region of the reactor (e.g., silicon tetrachloride, hydrogen,
argon and/or helium) to reduce the formation of silicon dust
by decreasing the temperature of the gas prior to discharge
from the reactor. Suitable methods for using such a quench
gas are described in U.S. Pat. No. 4,868,013, which is incor-
porated herein by reference for all relevant and consistent
purposes. The temperature and flow rate of the quench gas
should be selected to cause the temperature of the discharged
spent gas to be less than about 800° C. and, in other embodi-
ments, less than about 700° C., less than about 600° C., from
about 500° C. to about 800° C. or from about 500° C. to about
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700° C. The temperature of the quench gas may be less than
about 500° C., less than about 400° C., less than about 300°
C., less than about 200° C., less than about 100° C. or even
less than about 50° C. (e.g., from about 10° C. to about 500°
C., from about 10° C. to about 300° C. or from about 100° C.
to about 500° C.). The weight ratio of gases introduced to the
reactor to quench gas may be from about 20:1 to about 700:1
or from about 50:1 to about 300:1.

In some embodiments of the present disclosure, the con-
version of dichlorosilane in the fluidized bed reactor may be
at least about 30%, at least about 45%, at least about 60% or
at least about 85% (e.g., from about 30% to about 98% or
from about 60% to about 98%). The selectivity toward depos-
ited silicon may be at least about 20%, at least about 25%, at
least about 30% or even at least about 40% (e.g., from about
20% to about 50% or from about 25% to about 35%). The
yield of polycrystalline silicon may be at least about 10%, at
least about 20%, at least about 30% or even at least about 45%
(e.g., from about 10% to about 45% or from about 20% to
about 42%).

When introducing elements of the present disclosure or the
preferred embodiments(s) thereof, the articles “a”, “an”,
“the” and “said” are intended to mean that there are one or
more of the elements. The terms “comprising”, “including”
and “having” are intended to be inclusive and mean that there
may be additional elements other than the listed elements.

As various changes could be made in the above apparatus
and methods without departing from the scope of the disclo-
sure, it is intended that all matter contained in the above
description and shown in the accompanying figures shall be
interpreted as illustrative and not in a limiting sense.

What is claimed is:

1. A process for producing polycrystalline silicon by the
thermal decomposition of dichlorosilane in a fluidized bed
reactor having a core region and a peripheral region, the
process comprising:

introducing a first feed gas comprising dichlorosilane into

the core region of the fluidized bed reactor, the fluidized
bed reactor containing silicon particles and the tempera-
ture of the first feed gas being less than about 600° C., the
dichlorosilane thermally decomposing in the fluidized
bed reactor to deposit an amount of silicon on the silicon
particles; and

introducing a second feed gas into the peripheral region of

the fluidized bed reactor, wherein the concentration of
dichlorosilane in the first feed gas exceeds the concen-
tration in the second feed gas and the pressure in the
fluidized bed reactor is at least about 3 bar, the fluidized
bed reactor operating at a conversion of less than about
80% of a conversion at equilibrium.

2. The process as set forth in claim 1 wherein the fluidized
bed reactor comprises an annular wall and has a circular
cross-section having a center and a radius R, wherein the core
region extends from the center to less than about 0.6R and the
peripheral region extends from the core region to the annular
wall.

3. The process as set forth in claim 1 wherein the fluidized
bed reactor operates at less than about 70% equilibrium con-
version.

4. The process as set forth in claim 1 wherein the tempera-
ture of the first feed gas is less than about 400° C.

5. The process as set forth in claim 1 wherein the tempera-
ture of the second feed gas is less than about 600° C.

6. The process as set forth in claim 1 wherein the pressure
in the fluidized bed reactor is from about 3 bar to about 8 bar.
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7. The process as set forth in claim 1 wherein the concen-
tration (by volume) of dichlorosilane in the first feed gas is at
least about 25% greater than the concentration of dichlorosi-
lane in the second feed gas.

8. The process as set forth in claim 1 wherein at least about
60% of the dichlorosilane introduced into the fluidized bed
reactor is introduced through the core region.

9. The process as set forth in claim 1 wherein polycrystal-
line silicon is withdrawn from the fluidized bed reactor, the
Sauter mean diameter of the particulate polycrystalline sili-
con being from about 600 pm to about 1200 um.

10. The process as set forth in claim 1 wherein the average
residence time of the first and second feed gases introduced
into the fluidized bed reactor is less than about 12 seconds.

11. The process as set forth in claim 1 wherein the fluidized
bed reactor has a cross-section through which the first feed
gas and second feed gas pass as dichlorosilane thermally
decomposes to deposit an amount of silicon on the silicon
particles, wherein at least about 100 kg/hr of silicon deposits
on the silicon particles per square meter of fluidized bed
reactor cross-section.

12. The process as set forth in claim 1 wherein the silicon
particles are continuously withdrawn from the fluidized bed
reactor.

13. The process as set forth in claim 1 wherein the second
feed gas comprises less than about 50% by volume dichlo-
rosilane.

14. The process as set forth in claim 1 wherein the second
feed gas consists essentially of compounds other than dichlo-
rosilane.

15. The process as set forth in claim 1 wherein the second
feed gas consists essentially of one or more compounds
selected from the group consisting of silicon tetrachloride,
hydrogen, argon and helium.

16. The process as set forth in claim 1 wherein the first feed
gas comprises at least about 25% by volume dichlorosilane.

17. The process as set forth in claim 1 wherein the overall
concentration of dichlorosilane in the first feed gas and the
second feed gas is at least about 10% by volume.

18. The process as set forth in claim 1 wherein the conver-
sion of dichlorosilane in the fluidized bed reactor is at least
about 30%.

19. The process as set forth in claim 1 wherein the selec-
tivity toward deposited silicon is at least about 20%.

20. The process as set forth in claim 1 wherein the fluidized
bed reactor operates at less than about 50% equilibrium con-
version.

21. The process as set forth in claim 1 wherein the tem-
perature of the first feed gas is from about 100° C to about
400° C.

22. The process as set forth in claim 1 wherein the tem-
perature of the second feed gas is from about 100° C to about
400° C.

23. The process as set forth in claim 1 wherein the concen-
tration (by volume) of dichlorosilane in the first feed gas is
from about 50% to about 200% greater than the concentration
(by volume) of dichlorosilane in the second feed gas.

24. The process as set forth in claim 1 wherein at least about
85% of the dichlorosilane introduced into the fluidized bed
reactor is introduced through the core region.

25. The process as set forth in claim 1 wherein the average
residence time of the first and second feed gases introduced
into the fluidized bed reactor is less than about 9 seconds.

26. The process as set forth in claim 1 wherein the fluidized
bed reactor has a cross-section through which the first feed
gas and second feed gas pass as dichlorosilane thermally
decomposes to deposit an amount of silicon on the silicon
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particles, wherein at least about 250 kg/hr of silicon deposits
on the silicon particles per square meter of fluidized bed
reactor cross-section.

27. The process as set forth in claim 1 wherein the second
feed gas comprises less than about 15% by volume dichlo-
rosilane.

28. The process as set forth in claim 1 wherein the first feed
gas comprises at least about 65% by volume dichlorosilane.

29. The process as set forth in claim 1 wherein the overall
concentration of dichlorosilane in the first feed gas and the
second feed gas is from about 10% to about 80%.

30. The process as set forth in claim 1 wherein the conver-
sion of dichlorosilane in the fluidized bed reactor is at least
about 45%.

31. The process as set forth in claim 1 wherein the selec-
tivity toward deposited silicon is from about 20% to about
50%.

32. A process for producing polycrystalline silicon by the
thermal decomposition of dichlorosilane in a fluidized bed
reactor, the fluidized bed reactor having a reaction chamber
wall and a cross-section through which a first feed gas and a
second feed gas pass, the first feed gas comprising dichlorosi-
lane and the second feed gas comprising at least one com-
pound selected from the group consisting of silicon tetrachlo-
ride, hydrogen, argon and helium, the concentration of
dichlorosilane in the first feed gas exceeding the concentra-
tion in the second feed gas, the fluidized bed reactor produc-
ing at least about 100 kg/hr of polycrystalline silicon per
square meter of fluidized bed reactor cross-section, the pro-
cess comprising:

directing the second feed gas to the reaction chamber wall

and directing the first feed gas inward of the second feed
gas, the temperature of the first feed gas being less than
about 600° C and the pressure in the fluidized bed reac-
tor being at least about 3 bar, wherein dichlorosilane
contacts silicon particles to cause silicon to deposit onto
the silicon particles and increase in size, the fluidized
bed reactor operating at a conversion of less than about
80% of a conversion at equilibrium.
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33. The process as set forth in claim 32 wherein the fluid-
ized bed reactor operates at less than about 60% equilibrium
conversion.

34. The process as set forth in claim 32 wherein the tem-
perature of the first feed gas and the temperature of the second
feed gas are less than about 400° C.

35. The process as set forth in claim 32 wherein the pres-
sure in the fluidized bed reactor is from about 3 bar to about 8
bar.

36. The process as set forth in claim 32 wherein the con-
centration (by volume) of dichlorosilane in the first feed gas is
at least about 150% greater than the concentration (by vol-
ume) of dichlorosilane in the second feed gas.

37. The process as set forth in claim 32 wherein the average
residence time of gas introduced into the fluidized bed reactor
is from about 1 second to about 12seconds.

38. The process as set forth in claim 32 wherein at least
about 175 kg/hr of silicon deposits on the silicon particles per
square meter of fluidized bed reactor cross-section.

39. The process as set forth in claim 32 wherein the second
feed gas comprises less than about 1% by volume dichlorosi-
lane.

40. The process as set forth in claim 32 wherein the second
feed gas consists essentially of compounds other than dichlo-
rosilane.

41. The process as set forth in claim 32 wherein the second
feed gas consists essentially of one or more compounds
selected from the group consisting of silicon tetrachloride,
hydrogen, argon and helium.

42. The process as set forth in claim 32 wherein the first
feed gas comprises at least about 95% by volume dichlorosi-
lane.

43. The process as set forth in claim 32 wherein the overall
concentration of dichlorosilane in the first feed gas and the
second feed gas is at least about 50% by volume.

44. The process as set forth in claim 32 wherein the con-
version of dichlorosilane in the fluidized bed reactor is from
about 60% to about 98%.

45. The process as set forth in claim 32 wherein the selec-
tivity toward deposited silicon is at least about 40%.
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